Materials and methods
Chloroform and acetonitrile were distilled over CaCl2 under nitrogen, just before use. All other solvents and chemicals were used without purification as received from the supplier. Flash chromatography of all cage compounds was performed over silica gel. UV-vis spectra were recorded in quartz cuvettes on a Cary 100 Conc (Varian, Middelburg) UV-vis spectrometer.
All NMR spectra were collected on a Bruker 500 MHz Avance III spectrometer equipped with a Prodigy BB cyroprobe in deuterated chloroform (CDCl3) unless stated otherwise. Manual phase correction and automatic baseline correction were applied to all spectra. Reported chemical shifts are in positive ppm downfield and negative ppm upfield from the internal tetramethylsilane standard (0.00 ppm).
1 H spectra were obtained using 128 scans with a relaxation delay of 4 s.
13
C{ 1 H} spectra were obtained using 1024 scans with a relaxation delay of 2 s. 13 C{ 1 H} APT spectra were obtained using 512 scans, a relaxation delay of 2 s and a 1-bond JCH = 145 Hz.
Multiplicity-edited 1 H-
C HSQC spectra were acquired using a 7462.7 Hz spectral width in F2
and 22624.4 Hz spectral width in F1 using 1024 x 256 points and processed to 1024 x 1024 points, 4 scans per increment, relaxation delay of 1.53 seconds and 1-bond JCH = 145 Hz. 1 H-13 C HMBC spectra were acquired using 7462.7 Hz spectral width in F2 and 28901.7 Hz spectral width in F1
using 2048 x 512 points and processed to 2048 x 2048 points, 4 scans per increment, relaxation delay of 1.57 seconds and a long-range JCH = 8 Hz. 2D COSYDQF spectra were acquired with a 7462.7 Hz spectral width in both dimensions using 2048 x 348 points and processed using 2048 x 1024 points, 16 scans per increment and a relaxation delay of 1.57 seconds. The F1 dimension was acquired using non-uniform sampling with 30% of the desired data points being sampled and the data processed using MestreNova's MIST algorithm. 2D gradient ROESY spectra were acquired with a 7462.7 Hz spectral width in both dimensions using 4096 x 256 points and processed using 4096 x 256 points, 16 scans per increment, a relaxation delay of 1.63 seconds and a ROESY mix time of 0.3 s. A ROESY spinlock field of 5 kHz was applied.
Fluorescence experiments were performed on a Perkin-Elmer LS5B luminescent spectrometer equipped with a thermostated cuvette holder. Cells with an optical path length of 1 cm were employed. Maldi-TOF mass spectroscopy was performed on a Bruker Biflex III spectrometer. HRMS spectra were measured on a JEOL JMS-T100CS AccuTOF. Single crystal X-ray diffraction data were collected on a Nonius Kappa CCD X-ray diffractometer with graphitemonochromator Mo-Ka radiation ( = 0.71073 Å).
Synthesis of cage compound 1
Cage compound 1 was synthesized as shown in Scheme S1.
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Scheme S1. Synthesis of cage compound 1.
For the characterization of cage compounds 2-4 the numbering of the carbon atoms as indicated in Figure S1 was used.
Figure S1: numbering as used in the characterization of the cage compounds.
Synthesis of cage compound 2
A Schlenk finger was charged with compound 1 (48 mg, 36 µmol) and evacuated. Under an argon flow, dry chloroform (5 mL) was added and the resulting mixture was cooled to -50 °C in a dry ice/acetone bath. Then, HNO3 (99%, 16 µL, 0.36 mmol) was added dropwise and the mixture was stirred. The temperature was kept at a constant at -50 °C for an hour, after which the solution was allowed to warm to -40 °C and stirred for an additional hour. The progress of the nitration was monitored with the help of MALDI/TOF. When all starting material was converted the mixture was quenched by adding an aqueous NaHCO3 solution. Then, chloroform was added and the layers were separated. The organic layer was washed with NaHCO3 (2 times) and brine (2 times) and concentrated in vacuo. The crude mixture containing 95% of 2 was purified by column chromatography (60H silica, eluent 0.3% MeOH in CHCl3) yielding the mono-nitrated product 2 (37 mg, 75%) and the syn-and anti-dinitrated products 3 and 4 (4 mg, 8%). All products were obtained as a purple solid.
1 H-NMR (500 MHz, Chloroform-d) δ 8. 84 -8.56 (m, 8H, ß-pyrrole-H-3,4,8,9,13,14,18,19) Figure S2 . 
X-ray crystallographic data
Single crystals of 2 were grown from a mixture of CHCl3 and CD3CN (1:1 v/v).
For data and structure see Table S1 and Figure S3 . The NO2 group of the mono-nitro compound 2 is disordered over two positions. The second position is on the other phenyl ring of the side wall. Visualising both positions, each roughly half occupied, makes it resemble the anti-dinitrocompound 4, see below. In the case of 2 only one of the two possible NO2 group positions is present. The disordered solvent present in the structure could not be refined and was removed from the structure using SQUEEZE. Figure S3 . X-ray structure of cage compound 2.
Synthesis of cage compounds 3 and 4
The same procedure as described for the synthesis of compound 2 was followed, using a solution of 1 (50 mg, 37 μmol) in dry chloroform (5 mL) to which nitric acid (31 μL, 20 equiv.) was added under an argon atmosphere at -30 °C. The mixture was stirred at -30 °C for 60 min and the progress of the reaction was monitored by MALDI-TOF. After adding an aqueous sodium bicarbonate solution to the reaction mixture, the crude mixture was diluted with chloroform and washed with sat. aqueous NaHCO3 and water. The organic phase was dried with Na2SO4 and the solvent was removed under reduced pressure. The crude product was purified by column chromatography (silica gel 60H, eluent 0.3% MeOH in CHCl3). The fractions of pure dinitroclips 3 and 4 were collected and evaporated to dryness. After precipitation in n-heptane, the pure purple solids were isolated by filtration and dried under vacuum to yield 24.5 mg (46%) and 10.5 mg (20%) of 3 and 4, respectively. 
X-ray crystallographic data
Single crystals of 3 were grown from a mixture of CHCl3 and CD3CN (1:1 v/v). For data and structure see Table S2 and Figure S5 . 46), 47), 45), 128.22 (38, 48) Figure S4 Fluorescence: λ=652 and 719 nm (c = 3 μM in CHCl3/CH3CN, 1:1, v/v, T = 295 K, λex = 420 nm).
Single crystals of 4 were grown from a mixture of CHCl3 and CD3CN (1:1 v/v) . For data and structure see Table S3 and Figure S6 
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